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, and MALDI-TOF MS (measured in the reflector mode using DCTB as a matrix and TFANa as a cationization agent) spectra of PDMS-(OSiMe 2 H) 2 (Table 2, , and MALDI-TOF MS (measured in the linear mode using DCTB as a matrix and TFAAg as a cationization agent) spectra of PDMS-(OSiMe 2 Vi) 2 (Table 2, (Table 3, 
Measurements.

NMR
1 H (600 MHz), 13 
Size-Exclusion Chromatography (SEC)
Size-exclusion chromatography (SEC) was performed at 45 °C using a Waters ACQUITY Advanced Polymer 
Matrix-Assisted Laser Desorption Ionization Time-of-Flight Mass Spectrometry (MALDI-TOF MS)
MALDI-TOF MS of the obtained polymers was performed using a Bruker autoflex TM 
High Resolution Mass Spectrometry (HR-MS)
The high-resolution atmospheric pressure chemical ionization (APCI) and electrospray ionization (ESI) mass spectra were obtained on a Bruker micrOTOF II.
Differential Scanning Calorimetry (DSC)
Melting points (m.p.) of the compounds newly synthesized in this study were measured by differential scanning calorimetry (DSC) on a Seiko Instruments DSC 7020. Approximately 3 mg of samples were used for each measurement. The samples were heated from 25 °C to 140 °C at the heating rate of 2 °C min −1 under nitrogen atmosphere. The m.p. was determined from the extrapolated onset temperature and the peak temperature of an endothermic peak in the first scan. 
Synthesis of 1,3,5-Trimethyl-1,3,5-triphenylcyclotrisioxane (DError!)
Si O Si O Si O Si O Si O Si O
cis-isomer trans-isomer
Synthesis of 1,3-Trimethylene-2-isopropylguanidine (TMiPG)
N
Homopolymerization of DError! (Tables 1 and 2)
A typical polymerization was carried out as follows. The polymerizations of DError! under different conditions were similarly carried out as described in the typical procedure using THF solutions of the strong organic bases under the conditions listed in Tables 1 and 2 .
The low-molecular-weight part of the products are also removed with the purification procedures when M n of the product is low as shown in Figure S1 . Table 2 before and after the purification.
Synthesis of Telechelic PDMSs (Table 2)
The synthesis of telechelic PDMSs was carried out in the same manner as written in the section of 'Homopolymerization of DError!'. Non-dehydrated CH 2 Cl 2 (358 L, stabilized with stabilized with 2-methylbut-2-ene) was used instead of dry THF. The polymerizations were carried out with DError! (221 mg, 991 mol) in a vial with a screw cap under air. Figure S10 . Figure S22 . A THF solution of TMnPG (100 mg mL 1 , 14.3 L, 10.1 μmol) was added to a solution of DError!-(OH) 2 (24.3 mg, 101 mol) in dry THF (547 L) under a N 2 atmosphere at 30 °C. Small aliquots (~120 L) were taken at 2 min, 4 min and 6 min from the initiation and mixed with an excess amount of benzoic acid and CDCl 3 (~0.48 mL) prior to 1 H NMR measurements. 1,3- Dihydroxy-1,1,3,3-tetramethyldisiloxane, 1,7-dihydroxy-1,1,3,3 ,5,5,7,7-octamethyltetrasiloxane, 1,9-dihydroxy-1,1,3,3,5,5,7,7,9,9-decamethylpentasiloxane, 1,11-dihydroxy-1,1,3,3,5,5,7,7,9,9,11,11-dodecamethylhexasiloxane were gradually generated as the reaction was continued as observed in the 1 H NMR spectra shown in Figure S6 . .and did not contain trimethylsilyl-terminated PDMS as shown in Figure S7 . ,-Bistrimethylsilyl-terminated PDMS (131 mg, 55.2% yield, M n,NMR = 2.64 kg mol 1 , Đ = 1.14) as a reference material was synthesized using chlorotrimethylsilane in the same manner as the polymerization described in the section 'Synthesis of Telechelic PDMSs'. 1 H, 29 Si{ 1 H} NMR, and MALDI-TOF MS spectra of the product are shown in Figure S8 . 
PDMS-(OSiMe 2 H) 2 (
PDMS-(OSiAllylMe
,-Bis[dimethyl(phenyl)silyl]-terminated PMVS-b-PDMS-b-
Determination of M n,NMR by 1 H NMR Measurements.
The M n (M n , NMR ) of the synthesized polysiloxanes were determined by 1 H NMR analysis. Figure S13 were
